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Synthesis of (R)-ethoxy glycidyl ether ((R)-EtGE)
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Synthesis of (RS)-2-methoxyethyl glycidyl ether (MeEOGE

Synthesis of (R)-2-methoxyethyl glycidyl ether ((R)-MeEOGE
Synthesis of (R)-2-ethoxyethyl glycidyl ether ((R)-EtEOGE
(−OCH(CH 2 O(CH 2 ) 2 O(CH 2 ) 2 OCH 2 CH 3 )CH 2 −), 51.0 (−OCH−), 44.3 (−OCH(CH 2 O(CH 2 ) 2 O(CH 2 ) 2 OCH 2 CH 3 )CH 2 −), 15.2 (−OCH 2 CH 3 ).
Synthesis of (R)-2-(ethoxyethoxy)ethyl glycidyl ether ((R)-EtEO 2 GE). Procedure A was
used for the reaction of (S)-epichlorohydrin (24.6 mL, 315 mmol) and diethylene glycol monoethyl ether (50.7 mL, 378 mmol) with BF 3 -Et 2 O (3.9 mL, 31.5 mmol) and a 45.6 wt% NaOH aqueous 
Synthesis of poly(MeGE).
A typical polymerization procedure is as follows (Procedure B): 
M n,SEC = 5,190 g mol −1 ; M w /M n = 1.04. Hz, CH 3 −). M n,NMR = 9,910 g mol −1 ; M n,SEC = 11,800 g mol −1 ; M w /M n = 1.04.
Synthesis of poly(EtGE
Synthesis of poly(MeEO 3 GE).
Procedure B was used for the polymerization of (RS)- M n,NMR = 13,700 g mol −1 ; M n,SEC = 10,900 g mol −1 ; M w /M n = 1.04. M n,SEC = 11,500 g mol −1 ; M w /M n = 1.06. S19 Tables   Table S1 . Table S2 . Polymerization of various optically pure epoxide monomers a sample ID monomer 
Synthesis of isotactic poly(EtEOGE) (poly[(R)-EtEOGE]
Synthesis of poly(MeEOGE-b-EtEOGE
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Additional Discussion for Tacticity Effects on Thermal Properties
The lack of the tacticity effect on the thermoresponsive properties is highly significant from practical point of view. It is well known that the tacticity of the resultant polyethers can be affected by the employed polymerization catalyst (or initiator), even when a racemic epoxide monomer is used. 2 Meanwhile, our present results demonstrated that a polyether with the targeted thermoresponsive property can be unambiguously obtained regardless of the polymerization catalyst (or initiator). This is in sharp contrast to the bulk properties of the polyethers. In fact, a number of previous studies reported a significant difference in the polymer properties, such as melting point, glass transition temperature, and crystallinity, between the atactic and stereoregular polyethers. In addition, as shown in Table S3 and Figure S19 , the atactic and isotactic poly(MeGE)s, poly(EtGE)s, and poly(MeEOGE)s exhibited a difference in the crystallization ability; the atactic ones did not show any evidence of crystallization and melting by the DSC measurement, while the isotactic ones showed both recrystallization and melting transitions during the second heating process.
